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squares, while structures 2b was refined with SHELXL-2013 with refinement of F 2 against all reflections by full-matrix least squares. In all models, non-hydrogen atoms were refined anisotropically, and hydrogen atoms were included at the geometrically-calculated positions and refined using a riding model. Specific details can be found below, in section 4 of this document and in the included crystallographic information files. 
Synthesis of HN(Si i Pr 3 )DIPP.
To a 250 mL Chemglass Air-Free Teflon-stoppered flask was added 2,6-diisopropylaniline (5.3 mL, 28 mmol) and 30 mL of THF. The solution was placed in an ice bath, and to the stirred solution was added nBuLi (1.6 M in hexanes, 18.4 mL, 29.4 mmol) , dropwise via syringe. The yellow solution was removed from the ice bath and stirred for 20 minutes. To the stirred solution was then slowly added a solution of triisopropylsilyl chloride (6.0 mL, 28 mmol) in 10 mL of THF, via syringe. The solution was stirred for 23 h in a 75 °C oil bath. After allowing the reaction to cool to ambient temperature, the volatile materials were removed under reduced pressure. The resulting residue was distilled under 90 °C/ 0.05 mmHg to give a clear, light orange oil (7.3 g, 78%) . 1 , and 2 mL of diethyl ether. Both vials were placed in a -30 °C freezer and allowed to cool for 30 min. Upon removal of both vials from the freezer, the suspension of benzyl potassium was stirred and the solution of HN(Si i Pr 3 )DIPP] was added dropwise. The contents of 4 mL vial were washed with an additional 2 mL of diethyl ether and the resulting solution in diethyl ether was then added to the 20 mL scintillation vial. The reaction mixture was stirred at ambient temperature for 70 min. The mixture was filtered and concentrated to a solid. The solid was washed with pentane (3 x 5 mL) and dried in vacuo to give an off-white powder (0.725, 72%), which was used without further purification. 
Cr[N(Si

} (2a).
To a 20 mL scintillation vial was added 1 (0.200 g, 0.279 mmol) and 10 mL of diethyl ether. The solution was placed in a -30 °C freezer and allowed to cool for 20 minutes. Upon removal of the vial from the freezer, the solution was stirred and potassium graphite (0.042 g, 0.307 mmol) was added as a solid. The reaction mixture was stirred at ambient temperature for 30 min. The mixture was filtered and concentrated to a red solid under reduced pressure. The solid was dissolved in 1 mL of DME, upon which was layered 9 mL of pentane. The layered solution was placed in a -30 °C freezer overnight, yielding orange crystals which were isolated by decantation and dried in vacuo, resulting in a 0.242 g (0.270 mmol, 97%) of [K(DME) 1.5 ] . To a 20 mL scintillation vial was added 1 (0.100 g, 0.140 mmol) and 4 mL of 1,2-difluorobenzene, to produce an orange solution. The solution was placed in a -30 °C freezer and allowed to cool for 50 min. Upon removal of the vial from the freezer, the solution was stirred and ferrocenium tetrakis(pentafluorphenyl)borate) (0.121 g, 0.140 mmol) in 4 mL of 1,2-difluorobenzene was added dropwise. The reaction was stirred at ambient temperature for 1 h. The volatile components of the reaction mixture were removed under reduced pressure and the resulting residue was washed with 5 portions of 2 mL of pentane, until the pentane from washing was no longer visibly yellow. The residue was dissolved in 1,2-difluorobenzene, and the resulting solution was filtered and then concentrated to a volume of 2 mL, upon which was layered 8 mL of hexamethyldisiloxane. Crystals suitable for single crystal X-ray diffraction studies were obtained from the workup described above.
(Me)Cr[N(Si i Pr 3 )DIPP] 2 (5).
To a 20 mL scintillation vial was added 4 (0.084 g, 0.100 mmol) and 4 mL of diethyl ether. The solution was placed in a -30 °C freezer allowed to cool for 10 min. Upon removal of the vial from the freezer, the solution was stirred and methylmagnesium chloride (0.1 M in THF, 1.00 mL, 0.100 mmol) was added dropwise via syringe. The reaction was stirred for 2 h at ambient temperature and then concentrated to a red-orange solid under reduced pressure. The solid was triturated with 6 mL of pentane and dried in vacuo. 
X-ray Data Tables
Compound 1:
Empirical formula C42 H76 Cr N2 Si2 Formula weight 717.23 Temperature 100 (2) 
